In an attempt to find the structural features promoting the thermal isomerization of the N-acylated steroid [ 16,17 -d]pyrazoles into [ 17, 16-c ]pyrazole derivatives, the X-ray structure analysis of the title compound, C23H3oN203, (1), has been carried out. The steroid moiety of (0 has the usual conformation. The dihedral angle between the planar pyrazole ring and the N-acetyl group is very small [5.6 (2) 0 ], but the amide C-N bond seems to be substantially elongated [1.404 (3) A]. The d-pyrazole ring junction via a double bond leads to deformations of some bond and torsion angles, which would be decreased in the case of a ring junction via a single bond in the [ 17, 16-c ]pyrazole isomer. Comment The synthesis and the property studies of biologically active (Terjokhina et a/., 1976) N-acylated steroid[ 16,17 -d]pyrazoles showed, unexpectedly, that Abstract The bicyclic system of the title compound, C6H10N402.-H20, (I), consists of two planar five-membered heterocycles (maximum deviations of atoms from the mean planes do not exceed 0.03 A). The dihedral angle formed by the average mean planes of the rings is 121.4 (1) 0 • Bond lengths and angles in (I) are in good agreement · with the relevant parameters of acyclic urea derivatives.
their stability depends on the nature of theN-acyl substituent and the structure of the steroid skeleton. Thus, the N-acetyl derivative of androst-5-ene-3,8-ol [16,17d] ,-3'-methylpyrazole and its 3-acetate are quite stable within a wide temperature range. Their ..14-3-keto analogue shows notable isomerization to N-acetylandrost-4-ene-3-one[l7,16-c]-5'-methylpyrazole only at 453-473 K. At the same time, the N-propionyl and N-benzoyl derivatives, and likewise N-acetyl-..1 4 • 6androstapyrazoles give an equilibrium mixture of isomers at only 323-333 K. (I) This difference in the stability of the N-acyls of steroid [16,17-d] pyrazoles is probably a result of steric factors, in particular, repulsions between the N-acyl group and the steroid moiety. In an attempt to confirm this notion or to find some other features which may be responsible for stability differences, we have undertaken the structural investigation of the moderately stable title compound, (I) (Klimova, 1965; Kamemitzky, Skorova & Vesela, 1994) .
The steroid moiety of (I) ( Fig. 1 ) has the usual structure (Duax & Norton, 1975) : the A-ring conformation is close to a la-sofa with some distortions towards a la,2,8-half-chair, the B and C rings have chair conformations, and the D ring adopts a 14a-envelope conformation with a contribution from a 13,8,14a-half-chair shape (see endocyclic torsion angles in Table 2 ). The 1r-conjugated pyrazole ring has a planar conformation (Table 2) The 1r-systems of the pyrazole ring and the N-acyl substituent seem to be conjugated, as manifested by a small dihedral angle [5.6 (2) 0 ] between their mean planes. However, the amide bond length N(16)--C(22) [1.404 (3) A] is substanttally elongated compared to the standard value of 1.346 A (Allen et a/., 1987) . This elongation is in line with the enhanced chemical mobility of N-acyl groups in the compounds under consideration, although it may not be attributed to steric hindrance; among observed intramolecular contacts involving this group only one, C(15)· · ·0(22) 3.138 (3) A, may be considered as slightly shortened in comparison with the corresponding sum of the van der Waals radii (3.22 A; Bondi, 1964 ) . Such repulsive contact, however, may easily explain the difference between the exocyclic bond angles at the acylated N atom [127.7 (2) and 121.8 (2) 0 ; Table 2 ]. The fusion of the pyrazole ring with the D ring of the steroid nucleus seems to cause considerable strain. Indeed, despite the planar conformation of the pyrazole ring, a notable twist [5.0 (3) 0 ] around the C(16)=C(17) double bond in the D ring persists, which reflects the tendency of this ring to form a 13,8,14a-half-chair conformation, which is more sterically favourable than a 14a-envelope. Moreover, the fusion of two fivemembered rings via a double bond leads to strong bondangle deformations. For example, the exocyclic bond angles C(l5)-C(l6)-N(l6) and C(l3)-C(17)-C(20) opposite the double bond are expanded to 137.9 (2) and 142.2 (2) 0 , respectively, compared to a corresponding standard value of ca 116° in ethylenes (Gillespie & Hargittai, 1991 ) . In this respect, the fusion of the rings in the [ 16,17 -c ] pyrazole isomer via the single bond should be more favourable, because it applies less restrictions on the flexibility of the D ring. However, the available structural data does not allow an explanation of the influence which theN-acyl substituent may have on the feasibility of the isomerization.
Experimental
The compound was prepared as described by Klimova ( 1965) and Kamemitzky, Skorova & Vesela (1994) . It was crystallized from aqueous methanol by slow evaporation; m.p. 466-496 K. Absolute configuration: assigned to agree with where P = (F} + 2Fl)/3 (6./cr)max = -0.096 bt.pmax = 0.227 e A -3 bt.pmin = -0.376 e A -3 the known chirality of the steroid moiety (Duax & Norton, 1975) (2) 0.3608 (4) -0.0502 (2) 0.0511 (5) C(19) 0.4953 (2) 0.2085 (4) 0.3210 (2) 0.0483 (5) 
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